Chemicals and solvents were used as purchased from Aldrich, Acros, Fluka, Fisher Chemical, Alfa Aesar, VWR or J&K Chemical.
further purified by recrystallization in toluene before being stored in a glove box under an inert atmosphere. (-)-Sparteine was dried CaH 2 before use and 1-(3,5-bis(trifluoromethyl)phenyl)-3-cyclohexyl-thiourea was prepared and purified as previously reported. 1 Tetrahydropyran acrylate (THPA) was synthesized and purified as described previously. 
SEC
Size exclusion chromatography (SEC) was performed on an 1260 Infinity Multi-Detector SEC instrument equipped with differential refractive index with CHCl 3 and 0.5% triethylamine as eluent at a flow rate of 1 mL/min. SEC data was analyzed using
Cirrus GPC software with PS standards used for calibration.
MALDI-TOF MS
The matrix-assisted laser desorption ionization time-of-flight mass spectrometry (MALDI-TOF MS) measurement was performed using AB SCIEXMALDI-TOF/TOF MS 5800 System, using THAP as matrix in reflection mode.
Zeta potential
The zeta potentials of the nanoparticles were determined with a Zetasizer Nano-ZS from Malvern Instruments.
TEM
Transmission electron microscopy (TEM) images were taken with a Tecnai G2 instrument operating at an accelerating voltage of 200 TEM samples were prepared as follows: Generally, formvar/carbon grids were cleaned by air plasma from a glow-discharge system before use, which also improved the hydrophilicity character of the grids. Then one drop of the sample solution (0.25 mg/mL, 20 µL) was deposited on a carbon grid and after 2 min, the solution was blotted away before drying totally in the air. For the stained sample, 5 µL of 2 wt% neutralized phosphotungstic acid (PTA) solution was then added on the grid to stain the particles and was blotted away after 30 s before air drying. TEM images were analyzed by ImageJ software, and 150 particles (the stained samples) were counted for each sample to obtain the number-average length (L n ) and to calculate weight-average length (L w ), number-average width (W n ) (for cylindrical micelles) and number-average diameter (D n ) (for spherical micelles). L n , L w , W n and D n were calculated by using the following equations:
(1) 
DLS
Dynamic light scattering (DLS) studies were conducted using ALV/5000E laser light scattering (LLS) spectrometers at 90°, CONTIN analysis was used for the extraction of <R h > data. Prior to characterization, various micelles (0.25 mg/mL in aqueous solution)
were filtered through 0.8 micron filters (MF-Millipore MCE Membrane) to remove dust.
UV-vis
Ultraviolet-vis (UV-vis) absorption spectra were recorded by a Shimadzu UV-2550 spectrophotometer with a 1 mm cuvette.
FLS
The steady-state fluorescence measurements were recorded on a FLS 920 (Edinburg Instruments) spectrofluorophotometer (488 nm excitation).
Flow cytometry
Flow cytometry data were obtained using Gallios (Beckman Coulter) flow cytometer.
CLSM
Confocal laser-scanning microscopy images were taken from Nikon C2+.
Experimental Section
Synthesis of PLLA and PDLLA Using ROP PLLA and PDLLA were synthesized in a glove box under nitrogen atmosphere by ROP using a dual-headed initiator that was previously reported. 4 Figure S1 and Figure S2 Measured by SEC analysis (CHCl 3 with 0.5% TEA as eluent). c PLA weight fraction in the PLA-b-PAA diblock copolymer. Crystallization-driven Self-assembly of PLLA-b-PTHPA to
Synthesis of 2-(2-(2-azidoethoxy)ethoxy)ethanol

Prepare Cylindrical micelles 2 and 3 with Varied Lengths
In order to obtain cylindrical naonoparticles with different lengths, PLLA-b-PTHPA diblock was exposed to varied ratios of THF/H 2 O. TEM samples were air-dried on carbon grids and were negatively stained using phosphotungstic acid (PTA). Scale bar = 200 nm. 
Shell Functionalization of Various Nanoparticles with
Mannose and 5-Aminofluorescein (5-AF)
The amidation reactions were carried out using similar conditions as reported by Wooley and co-workers. 7 Typically, the freeze-dried cylindrical or spherical micelles were fully dissolved in H 2 O (resistivity 18.2 MΩ•cm) (8 mg, 1 mg/mL). Then N-hydroxysulfosuccinimide (sulfo-NHS) (0.06 eq. to PAA) was added into the solution and was allowed to stir at 4 °C for 0.5 h.
1-Ethyl-3-(3-dimethylaminopropyl)carbodiimide hydrochloride
(EDC•HCl) (0.45 eq. to PAA) was then added into the solution and was allowed to stir at 4 °C for 3.5 h. The pH of the solution was adjusted to ca. 7.0 using phosphate buffer (pH = 9.5, 0.1 M) before addition of 5-aminofluorescein (0.03 eq. to PAA dissolved in 1 mL DMSO). The amidation reaction was allowed to stir at 4 °C for 3 h and another 12 h at room temperature. Then a further sulfo-NHS (2 eq. to PAA) was added into the solution and was allowed to stir at 4 °C for 0.5 h. EDC HCl (1.5 eq. to PAA) was added into the solution and was allowed to stir at 4 °C for 4 h. The pH of the solution was adjusted to ca. 7.0 again using phosphate buffer (pH = 9.5, 0.1 M) before addition of amine functionalized mannose (1.5 eq. to PAA).
The amidation reaction was allowed to stir at 4 °C for 3 h and another 27 h at room temperature before dialysis against deionized water for 2 days and subsequent lypholization to yield fluorescent spherical micelles MF1, cylindrical micelles MF2 and MF3. To confirm the functionalization ratio, the freeze dried nanoparticles were dissolved in D 2 O and were analyzed using Figure S21 ).
Agglutination Test
Agglutination of GNPs and lectins was monitored in 1.00 mL semi-micro quartz cell at 25 °C at λ = 450 nm using UV-vis spectrometry. 80 µL of GNPs solution (0.125 mg/mL) was added into 500 µL of 50 mM lectin solution (the molar ratio of carbohydrate molecules to Con A is nearly 1:1). The mixture was shaken for 2 s before recording the absorbance change in time. All experiments were carried out in 20 mM HEPES buffer containing 300 mM NaCl, incubation measured by ELISA. Data are expressed as the mean ± SD of three independent experiments. * p < 0.05 and ** p < 0.01.
